Brigham Young University

BYU ScholarsArchive
Faculty Publications
2004-09-15

Rapid and convenient method for preparing masters for
microcontact printing with 1–12 µm features
Lloyd W. Zilch
lwz2_2000@yahoo.com

Ghaleb A. Husseini
ghaleb_husseini@hotmail.com

Yit-Yian Lua
Michael V. Lee
Kevin R. Gertsch
Follow this and additional works at: https://scholarsarchive.byu.edu/facpub
See next page for additional authors
Part of the Biochemistry Commons, and the Chemistry Commons

Original Publication Citation
Zilch, Lloyd W., Ghaleb A. Husseini, Yit Y. Lua, Michael V. Lee, Kevin R. Gertsch, Bennion R.
Cannon, Robert M. Perry, Eric T. Sevy, Matthew C. Asplund, Adam T. Woolley, and Matthew R.
Linford."Rapid and convenient method for preparing masters for microc
BYU ScholarsArchive Citation
Zilch, Lloyd W.; Husseini, Ghaleb A.; Lua, Yit-Yian; Lee, Michael V.; Gertsch, Kevin R.; Cannon, Bennion R.;
Perry, Robert M.; Sevy, Eric T.; Asplund, Matthew C.; Woolley, Adam T.; and Linford, Matthew R., "Rapid and
convenient method for preparing masters for microcontact printing with 1–12 µm features" (2004).
Faculty Publications. 415.
https://scholarsarchive.byu.edu/facpub/415

This Peer-Reviewed Article is brought to you for free and open access by BYU ScholarsArchive. It has been
accepted for inclusion in Faculty Publications by an authorized administrator of BYU ScholarsArchive. For more
information, please contact ellen_amatangelo@byu.edu.

Authors
Lloyd W. Zilch, Ghaleb A. Husseini, Yit-Yian Lua, Michael V. Lee, Kevin R. Gertsch, Bennion R. Cannon,
Robert M. Perry, Eric T. Sevy, Matthew C. Asplund, Adam T. Woolley, and Matthew R. Linford

This peer-reviewed article is available at BYU ScholarsArchive: https://scholarsarchive.byu.edu/facpub/415

REVIEW OF SCIENTIFIC INSTRUMENTS

VOLUME 75, NUMBER 9

SEPTEMBER 2004

Rapid and convenient method for preparing masters for microcontact
printing with 1 – 12 m features
Lloyd W. Zilch, Ghaleb A. Husseini, Yit-Yian Lua, Michael V. Lee, and Kevin R. Gertsch
Department of Chemistry and Biochemistry, Brigham Young University, Provo, Utah 84602

Bennion R. Cannon
Department of Mechanical Engineering, Brigham Young University, Provo, Utah 84602

Robert M. Perry
Precision Machine Shop, Brigham Young University, Provo, Utah 84602

Eric T. Sevy, Matthew C. Asplund, Adam T. Woolley, and Matthew R. Linforda)
Department of Chemistry and Biochemistry, Brigham Young University, Provo, Utah 84602

(Received 16 December 2003; accepted 31 May 2004; published 15 September 2004)
Mechanical scribing can be employed to create surfaces with recessed features. Through replica
molding elastomeric copies of these scribed surfaces are created that function as stamps for
microcontact printing. It is shown that this new method for creating masters for microcontact
printing can be performed with a computer-controlled milling machine (CNC), making this method
particularly straightforward and accessible to a large technical community that does not need to
work in a particle free environment. Thus, no clean room, or other specialized equipment is
required, as is commonly needed to prepare masters. Time-of-flight secondary ion mass
spectrometry confirms surface pattering by this method. Finally, it is shown that feature size in the
scribed master can be controlled by varying the force on the tip during scribing. © 2004 American
Institute of Physics. [DOI: 10.1063/1.1781385]

Microcontact printing 共CP兲1 and replica molding
(REM)1,2 have emerged as powerful methods for surface
modification and pattern transfer. In CP an elastomeric
stamp is cast from a patterned surface (a master). This master
is typically made in a clean room using semiconductor processing equipment and techniques. Surface patterning is performed by coating the stamp with a compound of interest
(ink) and then pressing it against a surface to transfer the ink.
In REM a replica of a surface is made by first transferring its
pattern to a polymer, to make it negative, and then transferring the pattern from the negative to another polymer. These
two methods have been combined by Whitesides and coworkers who generated masters for CP by laser ablation,
cast poly(dimethylsiloxane) (PDMS) stamps (negatives)
from these masters, and then cast replica PDMS stamps from
these negatives.3
The work described in this article represents an approach
to master production for CP through mechanically scribing
a surface. While it is true that the present work will probably
be of little interest to those fabricating semiconductor devices, it should be of real significance to a large community
of scientists who regularly use microcontact printing to pattern a variety of surfaces, such as gold, quartz, and polymers
with monolayers,4–9 polymers,10–13 cells,14,15 proteins,16,17
DNA,18,19 small molecules,20 and/or colloids,21 and even hydrophobic and hydrophilic spots for matrix/peptide solutions
for matrix assisted laser desorption ionization mass spectrometry (MALDI).22 Many in this community would like to
be able to quickly prepare different masters for microcontact
a)
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printing using facilities that are readily available so that rapid
prototyping (creation of many different patterns on surfaces)
could be possible. For many in this community the dust-free
environment of a clean room is unimportant, as they already
do their CP in an open laboratory. Indeed, a significant
fraction of this community either has no access to a clean
room, or is completely unfamiliar with clean room equipment and procedures. Thus, a technique that would allow
masters for microcontact printing to be rapidly and inexpensively made with readily available equipment, and with micron features, outside of a clean room would be of great
benefit to a large number of researchers.
Here it is shown that masters for CP with 1 – 12 m
features can be rapidly made with high precision over large
(many centimeter) areas using only a computer numerical
controlled milling machine (CNC), a diamond tip, and a tip
holder (an end-effector). Patterns are transferred from
scribed glass to poly(methylmethacrylate) (PMMA) by embossing. Elastomeric stamps in PDMS are then cast from the
PMMA negatives. Microcontact printing is confirmed using
time-of-flight secondary ion mass spectrometry. Because
CNCs are readily available to a much larger number of researchers than the clean rooms, clean room equipment, or
lasers that to date have been needed to prepare masters for
CP, this development should make microcontact printing,
and especially rapid prototyping with this method, much
more accessible to the technical community.
Other methods for directly patterning surfaces by a
method analogous to writing, including Whitesides and coworker’s micromachining (mechanical scribing) of thiol
monolayers on gold in the air followed by immersion of the
© 2004 American Institute of Physics
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FIG. 1. PDMS stamp preparation for microcontact printing: (a) a PMMA
mold is formed from a glass template by embossing; (b) the mold is placed
in a PDMS prepolymer; (c) the PDMS is cured; and (d) a replica of the
template has been created.

surface in a different thiol solution,23 Mirkin and co-worker’s
dip-pen nanolithography,24 Liu and co-worker’s nanoshaving
with an AFM,25 Ewing and Mancia’s rapid marker
masking,26 and Linford and co-worker’s chemomechanical
surface patterning27,28 have also recently been reported.
To produce masters for CP, a glass microscope slide is
mechanically patterned by scribing in the air with a diamond
tip. The tip is held by a compliant,29 friction-free, end
effector30 that has tremendous flexibility in its axial direction, and great stiffness in the plane. The end effector was
manufactured in the BYU Mechanical Engineering Department. The force on the end effector can be controlled by
changing the amount it is flexed. The end effector is attached
to a CNC, which moves the end effector to pattern the surface as it has been programmed. The pattern in the glass slide
is then transferred by embossing to a piece of 1 / 8 in. thick
PMMA31 [see Fig. 1(a)], i.e., the two surfaces are clamped
together and heated at 130 ° C for 30 min. A polydimethylsiloxane stamp is then cast32 from the embossed PMMA according to standard protocols for CP1 [see Figs. 1(b) and
1(c)]. The thickness of the PDMS stamp varied from
1 / 4 to 1 / 8 in. depending on the size of the mold vessel and
the amount of PDMS poured over the PMMA master. The
entire process of scribing the glass, embossing the PMMA,
and casting the PDMS only takes a few hours. Finally, microcontact printing is performed with the PDMS stamp.
Time-of-flight secondary ion mass spectrometry (ToF-SIMS)
was performed with a TOF-SIMS IV from ION-TOF (Münster, Germany). Atomic force microscopy (AFM) was performed with a Digital Instruments Dimension 3100 AFM. A
Millmaster B-3V Shizuoka computer numerical controlled
(CNC) milling machine was used for all scribing work. It has
2.5 m resolution and is capable of patterning large areas
共16 in.⫻ 24 in.兲.
AFM, which is unparalleled in its ability to determine
surface topography at micron and nanometer scales, was
used to characterize patterned glass and PMMA surfaces.
Figure 2(a) shows ⬃12 m parallel lines that were scribed
on a glass microscope slide with a diamond tip (VWR) in the
end effector in the CNC. The lines are straight and their
center-to-center distance is ⬃30 m. The AFM height image
in Fig. 2(b) reveals that the scribed pattern in glass can be
faithfully transferred to PMMA by embossing.
Time-of-flight secondary ion mass spectrometry (ToFSIMS) acts as a chemical microscope with high lateral and
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FIG. 2. (a) AFM height image of glass scribed with a CNC milling machine
using a diamond tip in the end effector. Line widths are ⬃12 m (b) AFM
height image of PMMA embossed from the glass substrate on the left. The
depth and height of the features in (a) and (b), respectively, is 702 nm. The
curvature of the lines in the image on the left is an artifact of the AFM.

mass resolution. Figure 3 shows representative ToF-SIMS
images of the fluoride ion from a surface that was microcontact printed using a PDMS master that was cast from the
PMMA surface shown in Fig. 2(b), and then inked with a
2 mM
solution
of
a
fluorinated
silane
关ClSi共CH3兲2共CH2兲2共CF2兲5CF3兴 in toluene. This figure shows
that CP printing occurs according to the raised (unscribed)
features of the original glass surface [see Figs. 1 and 2(a)].
Plots of the first few principal components from a principal
components analysis (PCA) and the total ion images of the
data showed similar chemical contrast.
More complicated features can also be patterned onto
glass with the CNC and end effector, and control of feature
width is possible by varying the deflection (force) on the end
effector. In order to know when the tip first touched the
surface to have a zero point for deflecting the end effector, a
linear variable displacement transducer was placed on top of

FIG. 3. (a) ToF-SIMS F− ion image of a microcontact printed silicon surface, (b) a closeup of image (a). The brighter lines indicate higher concentrations of F−; (c) and (d) the first principal component of a PCA analysis of
the mass spectra from which (a) and (b) were taken, respectively, which
further demonstrate the expected chemical contrast of the patterned surface.
PCA was performed with the ToF-SIMS instrument software.

Downloaded 05 Mar 2009 to 128.187.0.164. Redistribution subject to AIP license or copyright; see http://rsi.aip.org/rsi/copyright.jsp

Rev. Sci. Instrum., Vol. 75, No. 9, September 2004

Notes

3067

crotransfer molding 共TM兲,34 micromolding in capillaries
(MIMIC),35 solvent assisted micromolding (SAMIM),36 and
standard replica molding (REM).2
This work was supported in part by the Research Corp.
The authors thank Younan Xia for useful comments on this
work, and Hector A. Becerril-García, Robert C. Davis, Spencer P. Magleby, and Larry L. Howell for their help.
Y. Xia and G. M. Whitesides, Annu. Rev. Mater. Sci. 28, 153 (1998).
Y. Xia, E. Kim, X.-M. Zhao, J. Rogers, M. Prentiss, and G. M. Whitesides,
Science 273, 347 (1996).
3
B. A. Grzybowski, R. Haag, N. Bowden, and G. M. Whitesides, Anal.
Chem. 70, 4645 (1998).
4
A. Kumar, N. L. Abbott, H. A. Biebuyck, E. Kim, and G. M. Whitesides,
Acc. Chem. Res. 28, 219 (1995).
5
A. Kumar and G. M. Whitesides, Appl. Phys. Lett. 63, 2002 (1993).
6
Y. Xia, E. Kim, M. Mrksich, and G. M. Whitesides, Chem. Mater. 8, 601
(1996).
7
Y. Xia, M. Mrksich, E. Kim, and G. M. Whitesides, J. Am. Chem. Soc.
117, 9576 (1995).
8
M. Geissler, H. Schmid, A. Bietsch, B. Michel, and E. Delamarche,
Langmuir 18, 2374 (2002).
9
T. Pfohl, J. H. Kim, M. Yasa, H. P. Miller, G. C. L. Wong, F. Bringezu, Z.
Wen, L. Wilson, M. W. Kim, Y. Li, and C. R. Safinya, Langmuir 17, 5343
(2001).
10
R. R. Shah, D. Merreceyes, M. Husemann, I. Rees, N. L. Abbott, C. J.
Hawker, and J. L. Hedrick, Macromolecules 33, 597 (2000).
11
M. Sprenger, S. Walheim, C. Schäfle, and U. Steiner, Adv. Mater. (Weinheim, Ger.) 15, 703 (2003).
12
I. Lee, P. T. Hammond, and M. F. Rubner, Chem. Mater. 15, 4583 (2003).
13
J. A. Jaber, P. B. Chase, and J. B. Schlenoff, Nano Lett. 3, 1505 (2003).
14
G. Kumar, Y. C. Wang, C. Co, and C.-C. Ho, Langmuir 19, 10550 (2003).
15
M. L. Amirpour, P. Ghosh, W. M. Lackowski, R. M. Crooks, and M. V.
Pishko, Anal. Chem. 73, 1560 (2001).
16
K. E. Schmalenberg, H. M. Buettner, and K. E. Uhrich, Biomaterials 25,
1851 (2004).
17
N. Sgarbi, D. Pisignano, F. Di Benedetto, G. Gigli, R. Cingolani, and R.
Rinaldi, Biomaterials 25, 1349 (2004).
18
C. Xu, P. Taylor, M. Ersoz, P. D. I. Fletcher, and V. N. Paunov, J. Mater.
Chem. 13, 3044 (2003).
19
M. Fujita, W. Mizutani, M. Gad, H. Shigekawa, and H. Tokumoto,
Ultramicroscopy 91, 281 (2002).
20
H. Krass, G. Papastavrou, and D. G. Kurth, Chem. Mater. 15, 196 (2003).
21
M. Geissler, H. Kind, P. Schmidt-Winkel, B. Michel, and E. Delamarche,
Langmuir 19, 6283 (2003).
22
Y. Xu, J. T. Watson, and M. L. Bruening, Anal. Chem. 72, 185 (2003).
23
N. L. Abbott, J. P. Folkers, and G. M. Whitesides, Science 257, 1380
(1992).
24
R. D. Piner, J. Zhu, F. Xu, S. Hong, and C. A. Mirkin, Science 283, 661
(1999).
25
S. Xu and G.-y. Liu, Langmuir 13, 127 (1997).
26
D. Mancia and A. Ewing, Electrophoresis 23, 3735 (2002).
27
Y.-Y. Lua, T. L. Niederhauser, B. A. Wacaser, I. A. Mowat, A. T. Woolley,
R. C. Davis, H. A. Fishman, and M. R. Linford, Langmuir 19, 985 (2003).
28
B. A. Wacaser, M. J. Maughan, I. A. Mowat, T. L. Niederhauser, M. R.
Linford, and R. C. Davis, Appl. Phys. Lett. 82, 808 (2003).
29
L. L. Howell, Compliant Mechanisms (Wiley, New York, 2001).
30
B. R. Cannon, S. P. Magleby, L. L. Howell, G. Jiang, T. L. Niederhauser,
and M. R. Linford, In ASME International Mechanical Engineering Congress and Exposition: New Orleans, LA, 2002.
31
H. W. Lehmann, R. Widmer, M. Ebnoether, A. Wokaun, M. Meier, and S.
K. Miller, J. Vac. Sci. Technol. B 1, 1207 (1983).
32
B. D. Terris, H. J. Mamin, M. E. Best, J. A. Logan, D. Rugar, and S. A.
Rishton, Appl. Phys. Lett. 69, 4262 (1996).
33
L. W. Zilch, Thesis, Brigham Young University, 2003.
34
X. M. Zhao, Y. Xia, and G. M. Whitesides, Adv. Mater. (Weinheim, Ger.)
8, 837 (1996).
35
E. Kim, Y. Xia, and G. M. Whitesides, Nature (London) 376, 581 (1995).
36
E. Kim, Y. Xia, X.-M. Zhao, and G. M. Whitesides, Adv. Mater. (Weinheim, Ger.) 9, 651 (1997).
1
2

FIG. 4. Optical micrographs of an array of 100 m ⫻ 100 m squares
scribed on a glass slide using the end effector and a diamond tip. Progressing down from the top row, the force on the diamond tip and average line
width for each row are 0.072 N 共4.0 m兲, 0.054 N 共3.6 m兲, 0.037 N
共2.5 m兲, 0.019 N 共2.2 m兲, and 0.0017 N 共0.7 m兲. The linear velocity of
the tip was 0.3 in./ min during scribing. The force-displacement curve for
the end effector was linear with a slope (spring constant) of 3.49
⫻ 10−4 N / m.

the end effector. Using this inexpensive device and accompanying electronics (Iomega) displacements as small as
5 m could be detected. Figure 4 shows optical micrographs
of 100 m ⫻ 100 m squares that were scribed in glass using different forces on a diamond tip in the end effector. The
line widths of these features vary from ⬃4 m down to
⬃1 m. The size of the features appears to be a function of
both the force on the tip and the tip geometry. These results
suggest that virtually any pattern that can be programmed
into the CNC can be scribed on a surface.
Other surfaces, including silicon, thick layers of SiO2 on
silicon, PMMA, and polypropylene, were also scribed. Glass
and PMMA could be scribed more satisfactorily than the
other materials.33 While it should be possible to produce
masters for CP in metal using a CNC with more traditional
machining tools than the end effector, glass, quartz, and silicon substrates are preferred because they are available with
great flatness. Also, while it is possible to make PDMS
stamps directly from scribed glass masters, the roughness of
the scribed lines (see Fig. 5), which become raised features
in the PDMS stamps, create problems during printing. The
stamps and patterns produced by these methods may also be
valuable in other soft lithographic techniques including mi-

FIG. 5. AFM deflection image of CNC-scribed glass. The scan size is
50 m ⫻ 50 m, the scan rate was 1.00 Hz, and the data scale was 150 mV.
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